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_‘R&ac Agproy fdelf‘?aﬁky?s%ﬂg%%’ %I:Z'Oaug IAé.cRESS?' 02‘5%;“?&%;7323%%& ketones.IV,.

Butyl ana a%lyl esters cf<x4hyéroxyalkylyhoaphcnio acldsa, (éf%{f;>
Voo tbrauov, R.V.Dnitrleva and A.S.Fepustina (Kaean Chem,Tech.Inst.).
Thur.Ohahohed Khim,ﬁﬁ; 287-62(1953) 4 CL.this j.280,647{1052}.

Reaction ef_{R@Iaﬁ@H with aldehydes and ketones ir the preserce of RCNa
yielde addn,rreducts of general type {RO}EE{Q}G{GH}R'R*,aa evideneed

by hzat evolution on mixzire the lngredlsnts. Howgver dlstn.of the

rouetion mixbure gansrally lesds to decompn. and isolatlion of starting
matsriale; this is especizlly true fog ;hoayhiﬁes with large B units,

{The text of the article is not clear,for statements ooncerning very
ready isclatlen of the hydroxyphosphonates and the Imposeldllity of

thelr lsolution are usCs side by slde-C.M.K.}. The reactions were

run by wddn.of a fTew Grops of Mell-Mella 4o squinclar mixtures of dibutyl
or &iallyl phosphites and the desired carbonyl sompound; after bdrief
standing end/or heating the mixturas were distllled, The following were
obtalned: (Buo) P{O}uﬁ(ﬁﬂ}ﬂe,ﬁ& Thabg 162-3° af}:‘..az&,ﬁgvlam (Buo} P(ﬂl-—
QH; ﬁﬂ)“r,&% b_158-70° d"%.we, 301.4400, (Bu0} P(0)CE(OR) CH CHMs , , =%,
bnlaa-.z"'.ai%.wa. nf01.4860; (Buo) P (0)CH(OH)Ph, =%, b, §168-70 °,a2%. cze,
nf01.4680; (BuO)gP (0)CUsg0H, 50,2, h?laé-b ,&361.018, %Gl.ébﬁﬁ (Buo) .-
P(0)CEGMaOH, 37.7%,bgl56-7%,4201.015, ng"l.msg (Buo) ﬁmcwnox,wa,
bgl79-80°, &aa 1,025, :,‘31.4670; (3u0) 2 (0)CFn 0L, »%,b939?~9°,ﬁ”01.ﬂaﬁ,

nggl.fi%, {BuO} (F(01C(0H) (GH,) (140 470 DglL79-80 ®,a2% 049, ml.&ﬁéﬁ;

4
{Buo) Pwmmﬁ}{cﬁ Dok ‘8«47;@,1} 1?8,.80*3,&13“1 039 - 1. 4570; (CHy: ocH0) -
P{O}CHNMeOH, 65.37, bml:}l ,<1301 1187, 301«4565; (CE,3CHOHR mapm}eﬂ(oamr
80
81,6, by 165-4%,d, 1.0764, nB 01,4562; (om ;c;gcagc}gpwwzﬁaaan. 3.8,

0 80 ; ‘ Z [+
by plB2 ,a& LOQQ’?, o 1.4300; (CE :CHCH o}apw}fsmﬁ)( )‘,4.:.9,,,,@7165-?

G
ag 1.13&5,% 1.4740} ieﬂgmmﬂgﬂ}aﬂammﬂs(aﬁg}s,aﬁ 87 .7%,1m.56.6-7.0°,
Addn,of fre drops MeONa-MeOH to 9.7 g.(ﬂuﬂ}ﬁ?ﬁﬂnan& aiﬁharlé.a g'ﬂhPrca,
£.3 8+ E4500 or 9.1 g.{PhﬂE@}gﬂﬁ gave a tsmp,rime to 3?~t89, then Rested

to m%%?g/e%%r??é’agé%ewwﬁA%3%4%5&5@58930%%"‘mlv the startin-
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B
noterivls, Gesution wivh 1s0-3uCHO gave sixilsr results, Disllyl
ﬁzda?;;m te epd 120300l alev peve w&y stwredng suterianis, slvhough
the orieidel rousblor wuixiure sppsarsd to give norual resotiony Bl
sreo fatled 1o yisld the dwsirsd ester with dlallyl phos hive since
dupine atbempted 2istn.ths mass deevmpossed &% 3170° yisléing a roamy
aolidieniy stertlie producis wsre Obtulned frosm €iu.iyl phospkite and
cAther JLIBCO or :ovh. decobion of {Bu0) TN with ¥% E-ketooyelopentand
corbokricte{in presence of HeONal gave, after wwtutel pericd a% 140-50"
only snall amousts of starting materfals end auch tar, |

|
i |
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syathesis and properties of vinvipbosphonie asturu. l.llgcction of
phogrhonoathyliation; ad itien of dlalkyl phosphorous avlés, ammonis and
amines %o ethyl sster of vinylphosphinie acld,

Aty Pudwwik and Guid.Nenisove(Xnzan “tete Unly.). hur.Obshehsl ihim.23,
63-7(19565), OF this §,78,467(1958), -

%o 0.3 g. ON,iCHP(0) (GKt), (T) and B.5 £.(Me0) POR was added dropuise
et MeOH-Hellf, whieh resulted in yvigorous resctionjafter 24 hrs. at
voom temp.the mizt.was distd.ylelding & Livsle (WeD) a:»z?m and 7.2 g.
(¥e0) P (DIOH OB P(0) {0EW) ,, bs188-00%,0501. 430,471 50951 atntler
resotion with gm; gor in presends 6f TtIESU0Na guve frem 6 g.XI 6.3 g
[Of, (POSPERLY. 4D, 104-5%,2071.4410,4¢01.1878) veaction with 4.8 g.X

ard 5.8 g.{By0) POR in pressncs of DulNa gave B0 g (B40) gmwatm,ﬂe
(0Buly, balo7-80,n0 L,4480,8502,0660, Letting 10,4 g.T stund in 68 .
eonst ,TH,OR 04 hrr. geve after aveph. & glaxsy mass, Addn.of 7 g.1 %o
B4.8 £.540H aonty.10 g.0H, and letting the mizture stapnd 24 hrs,geave
largely the starting materisls.Repesivion with 15 gz.1 in the presence
af some MeOFA gave 11 ge (X80) .7 {CICHGCH MR b 98-5", 0000, 4270,8501, 08

Totting B g£.1 snd 4.8 g.g}xﬁ stand overnight{spontanstus tom.cine) g
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8.8 g. {240} _P{O)CH.CX Jue,, u‘waq"‘;ng%ma,af‘&.amﬁ,mt.tm. 10
sgim}gi&}mﬁx‘w, P48 go He ME ond 28 ml.8.0 stand 2 hm..mzma
vy aﬁﬁmwﬁ ul, 207 KaOH nd extu,with 6,8, gave 3.8 g. same ester,
PgL08-0", 8571, 4840,85%1,0154, Letting O goI and 3.7 gupiperitine stand
& hrs.{only & week reaction vas evidont) gave 4 g tmiaﬂgzmgﬁﬁgmﬁi
. W?”,&?z‘aﬁugaﬁ 1,4003) the sans product was obtained from piperi.
diss and (50} P(0)0H CH Br. Addn,of & Bittle MeONa in MeON to 7 g.I

and i ﬁjﬁﬂﬂﬁh #ave a temp,rias %o ?5’; afier haaﬂng i hg;eéx s stean
buth followsd by 3 days standing there wes iselated 1.5 g.(E%0) oF (0)=
CRgOR N, bgl48-50%,0001,4010, 48010647, slond with other fractions.
Similer resmotion with YR NE felled to result in isclation of pure pro-
Aust. |

i 5 o 4 A . & - ’ #y ’/I//
IX.Phosphonoethylation resciien; additien eof malonie, syanoucstio, eceto-
ssstlc estor and their houuloge to vinylphosphonie ester.

#xkt A.M,Pudoviik snd 0.N.Orishina,Ibid,567-98,

Addn,of P0Ma-T30H over 10-15 min,until renction veased, to 8,8 g,
{migwwmcng {1} and 10 gy 88-5% m&m#ﬂ followed by 1 B, at roea;
tempugave 10,5 gu (99,8:), (240} 2 (0}0H 0B oi{uo st) 'j,tlmaﬁ,ﬂfxans;
13%0,4420; sintlarly were prepd.: 78.9% {#20) 2 (0)CH N ONa (00 B¢ ),,
At 7% 84 11081, 25 1.4400; 50,55 (E40) ¥ (0)CH OB ORe(CO.50) ,bg g
;:ﬁ,%fa::gmg@zmm TBu4% {£60)gP (0)CH ORGP (COLEL) ,,be178-6",
L xms&,nn 1:4425; 86,415 (X40)gF(0)CR,0H OBu(00, kv) g, 5158-6%,
01,0040, n3% 4488, The protusts are insol.iaM,0, Slow addn.of TeONa-
xsfm w iz gfi and 8.2 s.%&gﬁ&ﬂ,ﬁmﬂth wm@ggaam*mum by
&igtn. | soms decospnts} gave 3.1 ge ma},x*éﬁiﬁﬁém,aax}ﬁﬂ‘,mgb,zaw“.
52,4450, €§01.0740, and 5.8 g.f (520} g2 (0}CH OR 1,0 (NI C0 Et b 287",
514540, 4.01.5680,5inilerly wire obtalnedt 88.9% (280)P(0)CR,OH, -
Olia (ON) 0055+, b5165-6%,8¢01.0989,5,71, 44305 66,25 (B0) 4 (0)OMyCH, AEs-
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'femﬁa,m* b, 17347 1.0708, »44481 Y774 (230) P{a}sx‘asacm:m}n
00,28, by Ewma‘ amz,cnm, 2394060, Mt of 8.7 g, B00,00HbN to
095 gulia in 14 al, 260N, followed by 10 g. (280),°{0)0N0H Be, heating
& hrs,on steas beth,filtration and dimtn. gave 8.9 g« (300} ?tc}azg Cly-
GBt (CK)00 b 167,07 x.im.a”l*aaaa, Sdentisal with adove anemma.
To 849 £+41 and 6.4 g, PoCE %ﬁt was afided mamsxa-mea;tm raaotion
comxmnoed only after addn,of l-2 2l of tha &atazrm wlna:mar 1 hreom
& stean ath the alxturs wal distd swith consldsmable decompn. yioiding
2,88 g, (Et0)gP(0)OK UK CE(00,38)A0, b, 27C-2 ,n‘?,amm I (8.9 go) ana
$al g» AGOHEZCO x5 amnm.y gave 3.1 g l° w;aﬂam CH 0Pr (00,88 )40,
bgis6-41°, ’91.“3&* T0 645 T aBd 4.9 G.PRCACH was added t0Na-~5t0H,
as EPBRRTUGEIRF LR I8 THE WERRVALR R P (2000 oF(0ICE,CR ] Gu

o n pam.o® 80 La.a

&'ﬁ&?ﬁﬁiﬁi;bﬁ ,1&%!*;&“1.93&9,%:1;444@; 83,75 (340} GF (0)CH0B ofamie )
">




